General procedure for the reaction of oximes with isocyanates. Method A: A mixture of 5 (89.0 mg, 0.500 mmol) and isocyanate (0.550 mmol, 1.1 equiv) in anhydrous THF (5 mL) was stirred under an Ar atmosphere at rt for 3-21 h. The solvent was evaporated. Method B: A mixture of an appropriate oxime (1.0 mmol) and isocyanate (1.2-1.5 mmol, 1.2-1.5 equiv) in 1,4-dioxane (5 mL) was stirred under an Ar atmosphere at rt for 2-5 h. The resulting mixture was quenched with water, filtered, washed with water and dried. 84 mmol) and phenyl isocyanate (0.14 mL, 1.26 mmol, 1.5 equiv) in CHCl 3 was stirred at rt for 4 days. After evaporation the crude product was purified by flash SiO 2 column chromatography (EtOAc/n-hexane 1:1) and recrystallized from EtOAc/n-hexane to yield 6 (0.14 g, 56%) as a white powder. = 9.5, 0.9 Hz, 1H), 1H), 4H), 7.11 (td, J = 7.4, 1.3 Hz, 1H), 2.28 (s, 3H). 13 C NMR (75 MHz, DMSO-d 6 ) δ 152. 7, 152.5, 148.9, 148.8, 136.0, 135.0, 131.3, 130.3, 126.2, 125.0, 124.0, 116.0, 114.4, 17.5 
84 mmol) and phenyl isocyanate (0.14 mL, 1.26 mmol, 1.5 equiv) in CHCl 3 was stirred at rt for 4 days. After evaporation the crude product was purified by flash SiO 2 column chromatography (EtOAc/n-hexane 1:1) and recrystallized from EtOAc/n-hexane to yield 6 (0.14 g, 56%) as a white powder. Mp: 184-185 °C. 1 
1H-Benzimidazole-5-carbonitrile (25).
A mixture of 2,4-diaminobenzonitrile (0.40 g, 3.00 mmol) and formic acid (10 mL) was refluxed for 1 h. The reaction mixture was evaporated to dryness, and a saturated solution of NaHCO 3 was added to the residue. The resulting mixture was extracted with EtOAc, and the combined organic phases were washed with brine, dried over anhydrous Na 2 SO 4 and evaporated to give 25 (0.35 g, 81%) as a light brown powder. 1 5 mmol, 2.5 equiv) and Na 2 CO 3 (0.85 g, 8.00 mmol, 1.6 equiv) in H 2 O (10 mL) was added at rt. The resulting solution was heated at 100 °C for 3.5 h. After evaporation of the reaction mixture to dryness and dissolving the residue with EtOAc, the combined organic phases were washed with brine, dried over anhydrous Na 2 SO 4 . The filtrate was evaporated to give the crude product. 5 mmol, 1.5 equiv), and Et 3 N (1.04 mL, 7.50 mmol, 1.5 equiv) in EtOH (30 mL) was stirred at rt for 24 h. Then another portions of H 2 NOH•HCl (0.52 g, 7.50 mmol) and Et 3 N (1.04 mL, 7.50 mmol) were added to the reaction mixture, and it was stirred at rt for additional 24 h and at reflux temperature for 6 h. The solution was evaporated in vacuo and EtOAc was added to the residue, washed twice with brine, dried over anhydrous Na 2 SO 4 and evaporated. The crude product was purified by flash SiO 2 column chromatography (EtOAc/n-hexane 1:1 to 1:0) to yield 31 (0.36 g, 40%) as a light brown powder. 1 
